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Data Analysis of the NMR Experiments
For the BC ⇄ Cr interconversion, the equilibrium constant Keq and the associated entropy and enthalpy are given by with J being the coupling constant of the crown conformer doublets and δ the chemical shift. 1 The same equation was used to calculate K'eq for the Li:BC ⇄ Li:Cr interconversion from the NMR spectra recorded in presence of Li ions. 
Lithium ion complexation
The complexation factor Kf for the binding of lithium ion with 8C4 can be obtained from the 7 Li spectra at various 8C4:Li ratios, via the formula:
where δobs is the observed 7 Li chemical shift, CLi and CCr are the analytical lithium ion and crown ether concentrations and δLi and δLiC are the 7 Li chemical shift of free and crown ether bond lithium respectively. 2 The 7 Li chemical shift at various concentrations was determined in duplicate and the average chemical shift at various concentrations of lithium salt and 8C4 fitted to the above formula in MatLab, using the CurveFittingTool plugin. Data was fitted using the build-in Thrust-Region algorithm. Table S7 : Complexation factor K f for that binding of lithium ion to 8C4, as derived from the fitting of the data in Table S6 to Eq. 3. 
